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PERPENDICULARLY MAGNETIZED THIN
FILM STRUCTURE AND METHOD FOR
MANUFACTURING THE SAME

CROSS-REFERENCE TO RELATED
APPLICATION

This application claims priority to and the benefit of
Korean Patent Application No. 10-2011-0120757 filed in the
Korean Intellectual Property Office on Nov. 18, 2011, the
entire contents of which are incorporated herein by reference.

BACKGROUND OF THE INVENTION

(a) Field of the Invention

The present invention relates to a perpendicularly magne-
tized thin film structure and a method of manufacturing the
same. In more detail, the present invention relates to a per-
pendicularly magnetized thin film structure that can ensure
perpendicular magnetic anisotropy while transforming a
magnetic layer into [L1,-crystalline structure by oxidizing a
metal layer on a magnetic layer by annealing a thin film
structure including the magnetic layer and the metal layer,
and a method of manufacturing the same.

(b) Description of the Related Art

Since a magnetic body having the [.1,-crystalline structure
has high magnetic anisotropy, it is very useful as a material for
information storage. In more detail, a magnetic body having
the L1,-crystalline structure may be used as a magnetic layer
of storing information in a magnetic random access memory
(MRAM) or a hard disk drive (HDD). Further, when a mag-
netic layer having large magnetic anisotropy is used, the
magnetization direction of the magnetic layer is not changed
by thermal agitation even if the volume of the magnetic layer
is small, so that it is possible to highly integrate a memory
device.

The material of a typical a magnetic body having the LL1,-
crystalline structure may be FePt, FePd or CoPt. The ¢ axis of
the magnetic body having the L1,-crystalline structure is an
easy-magnetization axis and the magnetic body has perpen-
dicular magnetic anisotropy when the ¢ axis is perpendicu-
larly arranged. In particular, it has been known that the per-
pendicular anisotropic energy of FePt alloy is large. When a
magnetic body having high perpendicular magnetic anisot-
ropy is used as a record layer, information loss due to thermal
agitation does not occur even if the volume of the magnetic
layer is very small, and a stability factor of the recording layer
(K V/ikgT, K, magnetic anisotropy, V: volume of a magnetic
body, kz: Boltzmann constant, T: absolute temperature)
becomes very high.

The above information disclosed in this Background sec-
tion is only for enhancement of understanding of the back-
ground of the invention and therefore it may contain infor-
mation that does not form the prior art that is already known
in this country to a person of ordinary skill in the art.

SUMMARY OF THE INVENTION

The present invention has been made in an effort to provide
a perpendicularly magnetized thin film structure having
advantages capable of ensuring perpendicular magnetic
anisotropy while transforming a magnetic layer into L1,-
crystalline structure by oxidizing a metal layer on a magnetic
layer by annealing. Further, the present invention has been
made in an effort to provide a method of manufacturing the
perpendicularly magnetized thin film structure.
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An exemplary embodiment of the present invention pro-
vides a perpendicularly magnetized thin film structure includ-
ing: i) a base layer, ii) a magnetic layer located on the base
layer and having an [.1,-crystalline structure, and iii) a metal
oxide layer located on the magnetic layer.

The metal oxide layer may contain at least one of metal
oxide selected from a group of TiO,, Ta,O5, Al,O;, Cr,0j,
Zr0,, 7Zn0, Cu,0, and NiO. The magnetic layer may contain
a compound having a chemical formula of A ,, . B,, the A
may be at least one element selected from a group of Fe(iron),
Co(cobalt), Ni(nickel), Mn(manganese) or Cr(chromium),
the B may be at least one element selected from a group of
Pt(platinum), Pd(palladium), Ni(nickel), Rh(rhodium),
Au(gold), Hg(mercury) or Al(aluminum), and the x may be
25 at % to 75 at %. The x may be 40 at % to 60 at %. The
magnetic layer may contain boron above 0 and under 50 at %
and the metal oxide layer may contain B,O;.

The perpendicularly magnetized thin film structure accord-
ing to an exemplary embodiment of the present invention may
further include an insulating layer located between the base
layer and the magnetic layer. The insulating layer may
include an MgO layer and the thickness of the MgO layer may
be 2 nm or less.

The base layer may include a magnetic layer. The magnetic
layer may be made of at least one compound selected from a
group of FePtB and CoPtB.

The perpendicularly magnetized thin film structure accord-
ing to an exemplary embodiment of the present invention may
further include another magnetic layer located between the
insulating layer and the magnetic layer, having a BCC (Body
Centered Cubic) crystalline structure, and containing at least
one material selected from a group of CoFeB, CoFe and Fe.
The perpendicularly magnetized thin film structure according
to an exemplary embodiment of the present invention may
further include an electrode layer located on the metal oxide
layer and the thickness of the metal oxide layer may be
smaller than the thickness of the magnetic layer.

Another exemplary embodiment of the present invention
provides a method of manufacturing a perpendicularly mag-
netized thin film structure including: i) providing a base layer;
i1) providing a magnetic layer on the base layer; iii) providing
ametal layer on the magnetic layer; and iv) annealing the base
layer, the magnetic layer, and the metal layer. During the
annealing, the magnetic layer may be transformed to have an
L1,-crystalline structure, the ¢ axis of the magnetic layer may
be aligned perpendicular to the direction of the magnetic
layer plane, and the metal layer may be transformed into a
metal oxide layer.

The method according to an exemplary embodiment of the
present invention may further include providing an insulating
layer between the base layer and the magnetic layer. During
the annealing, the insulating layer is annealed together with
the base layer, the magnetic layer, and the metal layer. The
method according to an exemplary embodiment of the present
invention may further include providing another magnetic
layer between the insulating layer and the metal layer, and
during the annealing, the magnetic layer is annealed together
with the base layer, the insulating layer, the magnetic layer,
and the metal layer.

The annealing temperature during the annealing may be
400° C. t0 900° C. Partial oxygen pressure during the anneal-
ing may be 107'° bar to 1 bar.

The method according to an exemplary embodiment of the
present invention may further include: i) reducing the thick-
ness of the metal oxide layer after the annealing; and ii)
providing an electrode layer on the metal oxide layer. The
reducing of the thickness of the metal oxide layer may par-
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tially remove the metal oxide layer by performing argon ion
milling, reactive ion etching, or chemical-mechanical pla-
narization on the metal oxide layer.

It is possible to form a magnetic layer having an L1,-
crystalline structure even on an amorphous layer, using ten-
sile stress of the metal layer located on the magnetic layer.
Therefore, it is possible to manufacture a perpendicularly
magnetized thin film structure having an L1,-crystalline
structure and excellent perpendicular magnetic anisotropy.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a flowchart schematically showing a process of
manufacturing of a perpendicularly magnetized thin film
structure.

FIG. 2 to FIG. 5 are diagrams schematically showing the
steps of the process of manufacturing a perpendicularly mag-
netized thin film structure of FIG. 1.

FIGS. 6 to 8 are schematic cross-sectional views of per-
pendicularly magnetized thin film structures according to
second to fifth exemplary embodiments of the present inven-
tion.

FIG. 9 is a depth profile of composition of thin film struc-
ture manufactured in accordance with Experimental Example
1 and Comparative Example 1, using auger electron spectros-
copy.

FIG. 10 is an analysis graph of a crystalline structure of a
thin film structure manufactured in accordance with Experi-
mental Example 1 and Comparative Example 1, using an
X-ray diffractometry.

FIG. 11 is a magnetic hysteresis curve of a thin film struc-
ture manufactured in accordance with Experimental Example
1 and Comparative Example 1 using a vibrating sample mag-
netometer (VSM).

FIG. 12 is a magnetic hysteresis curve of a thin film struc-
ture manufactured in accordance with Experimental Example
1 to Experimental Example 3, using a vibrating sample mag-
netometer.

FIG. 13 is a magnetic hysteresis curve of a thin film struc-
ture manufactured in accordance with Experimental Example
4, using a vibrating sample magnetometer.

DETAILED DESCRIPTION OF THE
EMBODIMENTS

It will be understood that when an element is referred to as
being “on” another element, it can be directly on another
element or intervening elements may be present therebe-
tween. In contrast, when an element is referred to as being
“directly on” another element, there are no intervening ele-
ments therebetween.

It will be understood that, although the terms first, second,
third, etc. may be used herein to describe various elements,
components, regions, layers, and/or sections, they are not
limited thereto. These terms are only used to distinguish one
element, component, region, layer, or section from another
element, component, region, layer, or section. Thus, a first
element, component, region, layer, or section discussed
below could be termed a second element, component, region,
layer, or section without departing from the teachings of the
present invention.

Terminologies used herein are provided to merely mention
specific exemplary embodiments and are not intended to limit
the present invention. Singular expressions used herein
include plurals unless they have definitely opposite mean-
ings. The meaning of “including” used in this specification
gives shape to specific characteristics, regions, positive num-
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bers, steps, operations, elements, and/or components, and do
not exclude the existence or addition of other specific char-
acteristics, regions, positive numbers, steps, operations, ele-
ments, components, and/or groups.

Spatially relative terms, such as “below” and “above” and
the like, may be used herein for ease of descriptionto describe
one element or feature’s relationship to another element(s) or
feature(s) as illustrated in the figures. It will be understood
that spatially relative terms are intended to encompass differ-
ent orientations of the device in use or operation in addition to
the orientation depicted in the drawings. For example, if the
device in the figures is turned over, elements described as
“below” other elements or features would then be oriented
“above” the other elements or features. Thus, the exemplary
term “below” can encompass both an orientation of above and
below. Apparatuses may be otherwise rotated 90 degrees or at
other angles, and the spatially relative descriptors used herein
are then interpreted accordingly.

All the terminologies including technical terms and scien-
tific terms used herein have the same meanings that those
skilled in the art generally understand. Terms defined in dic-
tionaries are construed to have meanings corresponding to
related technical documents and the present description, and
they are not construed as ideal or very official meanings, if not
defined.

Exemplary embodiments of the present invention
described with reference to cross-sectional views represent
ideal exemplary embodiments of the present invention in
detail. Therefore, various modification of diagrams, for
example, modifications of manufacturing methods and/or
specifications, are expected. Accordingly, exemplary
embodiments are not limited to specific shapes of shown
regions, and for example, also include modifications of the
shape by manufacturing. For example, regions shown or
described as flat may generally have rough or rough and
nonlinear characteristics. Further, parts shown to have sharp
angles may be rounded. Therefore, the regions shown in the
drawings are basically just schematic and the shapes thereof
are not intended to show the exact shapes of the region and are
also not intended to reduce the scope of the present invention.

The present invention will be described more fully herein-
after with reference to the accompanying drawings, in which
exemplary embodiments of the invention are shown. As those
skilled in the art would realize, the described embodiments
may be modified in various different ways, all without depart-
ing from the spirit or scope of the present invention.

FIG. 1 shows a schematic cross-sectional structure of a
perpendicularly magnetized thin film structure according to a
first exemplary embodiment of the present invention and
FIGS. 2 to 5 are diagrams schematically showing the steps of
the process of manufacturing a perpendicularly magnetized
thin film structure of FIG. 1. Hereinafter, a method of manu-
facturing a perpendicularly magnetized thin film structure
will be described with reference to FIGS. 1 to 5. The method
of manufacturing a perpendicularly magnetized thin film
structure of FIG. 1 is an example of the present invention and
the present invention is not limited thereto. Therefore, the
method of manufacturing a perpendicularly magnetized thin
film structure may be modified in other ways.

As shown in FIG. 1, a method of manufacturing a perpen-
dicularly magnetized thin film structure includes i) providing
a base layer (S10), ii) providing a magnetic layer on the base
layer (S20), iii) providing a metal layer on the magnetic layer
(S30), and iv) annealing the base layer, the magnetic layer,
and the metal layer (S40). The method of manufacturing a
perpendicularly magnetized thin film structure may further
include other steps, if necessary.
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First, the step S10 of FIG. 1 provides a base layer 10. The
base layer 10 may be formed by deposition in vacuum. The
material or the crystalline structure of the base layer 10 of
FIG. 2 is not specifically limited. Therefore, the material or
the crystalline structure of the base layer 10 may be freely
selected and used. The material of the base layer 10 may be
silicon (Si) or gold (Au). An oxide such as MgO and a mag-
netic material such as CoFeB or FePtB may be used as the
material of the base layer 10. The base layer 10 may be
formed in a multi-layered structure by stacking the materials
described above.

Next, the step S20 of FIG. 1 provides a magnetic layer 20
on the base layer 10. For example, the magnetic layer 20 may
be formed on the base layer 10 by deposition inside vacuum.
The magnetic layer 20 of FIG. 3 may contain a compound
having a chemical formula of A,,, B,. The A may be Fe
(iron), Co (cobalt), Ni (nickel), Mn (manganese) or Cr (chro-
mium). Further, the B may be Pt (platinum), Pd (palladium),
Ni (nickel), Rh (rhodium), Au (gold), Hg (mercury) or Al
(aluminum). The element B is used as a symbol that includes
various elements, not indicating boron.

Meanwhile, x may be 25 at % to 75 at %. More preferably,
x may be 40 at % to 60 at %. When x is 50 at %, L1,-structure
is stable, but appropriate perpendicular magnetic anisotropy
can be ensured within the above range. For example, when
stress is applied from the periphery, it may be possible to
ensure larger perpendicular magnetic anisotropy within the
above range. However, when x is too small or too large, the
structure of the compound may be chemically further stable,
such that it cannot be called a L1,-structure. Therefore, it is
possible to ensure appropriate perpendicular magnetic anisot-
ropy by adjusting the composition range of the compound
contained in the magnetic layer 20 to the range described
above. Meanwhile, the magnetic layer 20 may contain boron
above 0 and not more than 50 at % to obtain an amorphous
structure before being annealed.

The step S30 of FIG. 1 provides a metal layer 30 on the
magnetic layer 20. The metal layer 30 of FIG. 4 may be
formed on the magnetic layer 20 by depositing a material,
such as titanium (Ti), tantalum (Ta), aluminum (Al), chro-
mium (Cr), zirconium (Zr), zinc (Zn), copper (Cu), nickel
(N1i) or boron, in vacuum. The amount of boron contained in
the metal layer 30 may be above 0 and not more than 50 at %.
When the amount of boron is too large, the metal layer 30 is
difficult to be transformed into a metal oxide layer 32. There-
fore, it is preferable to adjust the amount of boron into the
range described above.

As indicated by an arrow in FIG. 4, the magnetic layer 20
has a magnetic easy direction in parallel with the direction in
which a surface 201 of the magnetic layer 20 is extended.
Before the annealing, due to the shape anisotropy, a magnetic
easy axis is parallel to the direction in which the surface 201
is extended as shown in FIG. 4.

Returning to FIG. 1, the base layer 10, the magnetic layer
20, and the metal layer 30 are annealed in the step S40 of FIG.
1. The annealing temperature may be 400° C. to 900° C.
When the annealing temperature is too low, the metal layer 30
is not oxidized well, such that sufficient tensile stress is not
exerted to the magnetic layer 20 and it is difficult to ensure
perpendicular magnetic anisotropy of the magnetic layer 20.
By contrast, when the annealing temperature is too high, the
magnetic layer 20, in addition to the metal layer 30, is oxi-
dized by oxygen diffusion, such that it is difficult to change
the crystalline structure of the magnetic layer 20 into the
L1,-structure. Therefore, it is preferable to adjust the anneal-
ing temperature into a range similar to the phase transforma-
tion temperature of the [.1,-crystalline structure.
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In an exemplary embodiment of the present invention,
perpendicular magnetic anisotropy is ensured by forming a
magnetic layer having a [.1,-crystalline structure, using not
the layer beneath the magnetic layer, but the layer on top of
the magnetic layer. The layer on top of the magnetic layer was
a metal layer before being annealed, but it is transformed into
a metal oxide layer by annealing and applies tensile stress to
an adjacent magnetic layer in parallel with the surface of the
magnetic layer. For example, in the [.1,-crystalline structure
of FePt, the lattice constant of a axis is 0.385 nm and the
lattice constant of the ¢ axis is 0.371 nm.

When a tensile stress is applied to the magnetic layer 20 in
parallel with the surface 201 by an adjacent metal oxide layer
32 during annealing, the a axis having a relatively large lattice
constant is aligned in parallel with the surface 201 of the
magnetic layer 20 and the ¢ axis having a relatively small
lattice constant is aligned perpendicular to the surface 201 of
the magnetic layer 20. When the magnetic layer 20 is
annealed without tensile stress exerted in parallel with the
surface 201 of the magnetic layer 20, the magnetic layer 20
becomes in an FCC polycrystalline structure or, even if the
L1,-crystalline structure is formed, the direction of the ¢ axis
may be distributed in both parallel and perpendicular to the
direction in which the surface 201 of the magnetic layer 20 is
extended, such that large perpendicular anisotropy cannot be
obtained. Therefore, the tensile stress applied to the magnetic
layer 20 in parallel with the surface 201 of the magnetic layer
20 during annealing helps the magnetic layer 20 form the
L1,-crystalline structure and the ¢ axis be arranged perpen-
dicular to the surface 201 of the magnetic layer 20. In par-
ticular, since tensile stress is applied not to the lower part, but
the upper part of the magnetic layer 20, it is possible to form
the L1,-crystalline structure in the magnetic layer 20 even
though the base layer 10 located under the magnetic layer 20
has not a crystalline structure, but an amorphous structure.

The metal layer 30 of FIG. 4 is transformed into a metal
oxide layer 32 of FIG. 5 by annealing. When the metal layer
30 is exposed to atmospheric pressure by annealing, the sur-
face of the metal layer 30 is oxidized by reacting with the
oxygen in the atmosphere. Only the surface of the metal layer
30 is oxidized and the part adjacent to the magnetic layer 20
remains in the metal state without being oxidized at room
temperature because the oxidation reaction speed is small.

As shown in FIG. 5, the metal layer 30 (shown in FIG. 4,
the same below) is transformed into the metal oxide layer 32
and the volume increases while being oxidized by annealing.
Table 1 shows examples of volume expansion ratios of met-
als.

TABLE 1
Metal Ti Ta Al Cr Zr Zn Cu Ni
Volume expan-  1.73 247 1.28 207 1.56 158 1.64 1.65

sion ratio

The volume expansion ratio in which the metal layer 30 is
transformed into a metal oxide layer 32 is defined as the ratio
of'the volume of the metal oxide layer 32 to the volume of the
metal layer 30. As shown in Table 1, the volume expansion
ratios of the metals are greater than 1, such that the metal layer
30 applies tensile stress to an adjacent magnetic layer 20
while transforming into the metal oxide layer 32. The tensile
stress may be in associated with the formation of an L.1,-
structure. When annealing is performed at temperature simi-
lar to the phase transformation temperature of the [.1,-crys-
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talline structure in consideration of the phase transformation
temperature of 600° C. to 700° C., the crystalline structure of
the magnetic layer 20 is transformed into L.1,. Meanwhile,
the c axis of the magnetic layer 20 having the [.1,-crystalline
structure by the applied tensile stress is aligned perpendicular
to the direction in which the surface 201 of the magnetic layer
20 is extended. That is, as indicated by a dotted arrow in FIG.
5, when stress is exerted in the direction in which the surface
201 of the magnetic layer 20 is extended, it is stable in terms
of energy when the ¢ axis having a lattice constant relatively
smaller than that of the a axis aligned perpendicular to the
surface 201 of the magnetic layer 20.

As shown in FIG. 5, when the metal layer 30 increases in
volume in the direction in which the surface 201 of the mag-
netic layer 20 is extended while being oxidized during the
annealing, the planar length does not match to that of the
adjacent magnetic layer 20. Therefore, the length of the metal
layer 30 increases in the direction in which the surface 201 of
the magnetic layer 20 is extended, such that compressive
stress is applied to the metal layer 30 of FIG. 5 and tensile
stress is applied to the magnetic layer 20.

It is preferable that tensile stress of about several GPa is
applied to the magnetic layer 20 in the direction in which the
surface 201 of the magnetic layer 20 is extended, in order to
align the c axis of the [.1,-crystalline structure to be perpen-
dicular to the direction in which the surface 201 of the mag-
netic layer 20 is extended. The magnitude of the tension is
changed in accordance with the kinds of the material of the
metal layer 30, the thickness of the metal layer 30, the anneal-
ing temperature, the annealing time, and the degree of
vacuum. Therefore, it is possible to apply ideal tensile stress
to the magnetic layer 20 by adjusting the degree of formation
of the metal oxide layer 32.

Meanwhile, when the magnetic layer 20 is annealed like
above, appropriate temperature and an appropriate degree of
vacuum depends on the thickness of the metal layer 30 and the
standard free energy of formation of oxides. The annealing
may be performed under various degrees of vacuum from a
high vacuum to atmospheric pressure. The standard free
energy of formation AG® of oxidation reaction can be
expressed by the following Chemical Formula 1. In Chemical
Formula 1, AH® is standard formation heat, AS® is a change in
standard entropy, and T is absolute temperature.

AGP=AHC-TAS®

[Chemical Formula 1]

When the standard free energy of formation AG® of oxida-
tion reaction is a negative value, this means that oxidation
reaction spontaneously occurs. The following Table 2 shows
standard free energy of formation of oxide of Ti, Ta, Al, Cr, Zr,
Zn, Cu and Ni at partial oxygen pressure of 1 bar and anneal-
ing temperature of 700° C.

TABLE 2

Metal oxide TiO, Ta,05 ALO; Cr,0; ZrO, Zno Cu,O NiO

Standard free
energy of for-
mation of oxide
(kJ/mol)

-760 -650 -910 -570 -910 -500 -190 -300

As shown in Table 2, since the energy of formation of all
the oxides have negative values, the metal layer 30 generated
oxide formation reaction at partial oxygen pressure of 1 bar
and annealing temperature of 700° C. Since the absolute
value of the oxide formation energy is large, the oxide for-
mation reaction is generated even if the partial oxygen pres-
sure is very smaller than 1 bar. The free energy of formation
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when the partial oxygen pressure is not 1 bar can be expressed
by the following Chemical Formula 2. R is an ideal gas
constant and P, is partial oxygen pressure.

AG=AG°-RTInP,, [Chemical Formula 2]

Cu,O has the smallest negative AG® among the metal
oxides. When the metal oxide is Cu,O, the partial oxygen
pressure where AG is zero, that is, the oxidation reaction stops
is 107° bar. Since the other oxides have very large absolute
values of AG®, the partial oxygen pressure where the oxida-
tion reaction stops is far smaller than 107'° bar. Therefore,
when a thin film structure is annealed at a partial oxygen
pressure of 107'° bar to 1 bar, the metal layer 30 is oxidized
into the metal oxide layer 32. In contrast, when the degree of
vacuum is too small or too large, the metal layer 30 may not
be transformed into the metal oxide layer 32.

Meanwhile, an appropriate degree of vacuum within the
degree of vacuum described above is changed in accordance
with the material of the metal layer 30, the thickness of the
metal layer 30, the annealing temperature, and the annealing
time. For example, when oxygen ion conductivity of the
metal oxide layer 32 is high, the thickness of the metal layer
30 is small, the annealing temperature is high, or the anneal-
ing time is long, an excellent degree of vacuum, that is, low
partial oxygen pressure is required. In this case, when the
partial oxygen pressure is too high, even the magnetic layer
20 is oxidized, which may interferes with formation of L1,-
crystalline structure of the magnetic layer 20.

The metal oxide layer 32 shown in FIG. 5 may contain
TiO,, Ta, 05, Al,O,, Cr,0,, ZrO,, ZnO, Cu,O, NiO or B,0,.
In more detail, when B is used to form the metal layer 30 in an
amorphous structure, the metal oxide layer 32 may contain
B,0;.

As shown in FIG. 5, the ¢ axis of the annealed magnetic
layer 20 has an L1,-crystalline structure perpendicular to the
direction in which the surface 201 of the magnetic layer 20 is
extended. Further, in the LL1,-crystalline structure, the ¢ axis
of'the magnetic layer 20 is aligned perpendicular to the direc-
tion in which the surface 201 of the magnetic layer 20 is
extended. As a result, as is indicated by a solid arrow in FIG.
5, the magnetic each direction is also perpendicular to the
direction in which the surface 201 of the magnetic layer 20 is
extended. Therefore, the annealed magnetic layer 20 has per-
pendicular magnetic anisotropy.

FIG. 6 schematically shows a cross-sectional structure of a
perpendicularly magnetized thin film structure 200 according
to a second exemplary embodiment of the present invention.
The cross-sectional structure of the perpendicularly magne-
tized thin film structure 200 of FIG. 6 is an example of the
present invention and the present invention is not limited
thereto. Therefore, the cross-sectional structure of the per-
pendicularly magnetized thin film structure 200 can be modi-
fied in various ways. Further, the structure of the perpendicu-
larly magnetized thin film structure 200 of FIG. 6 is similar to
the structure of the perpendicularly magnetized thin film
structure 100 of FIG. 5, except for an insulating layer 40, such
that like reference numerals refer to like components and the
detailed description is omitted.

As shown in FIG. 6, the insulating layer 40 is located
between the base layer 10 and the magnetic layer 20. The
insulating layer 40 may be formed on the base layer 10 by
deposition and the magnetic layer 20 may be formed on the
insulating layer 40 by deposition. The insulating layer 40, the
base layer 10, the magnetic layer 20, and the metal layer are
annealed together. (not shown) Since the base layer 10 and the
magnetic layer 20 are insulated by the insulating layer 40, a
damage due to electric conduction can be prevented. Mean-
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while, though not shown in FIG. 6, the insulating layer 40
may include an MgO layer and the thickness of the MgO layer
may be 2 nm or less. When the thickness of the MgO layer is
too large, the manufacturing cost of the perpendicularly mag-
netized thin film structure 200 may considerably increase.
Therefore, the thickness of the MgO layer is adjusted to the
range described above.

FIG. 7 schematically shows a cross-sectional structure of a
perpendicularly magnetized thin film structure 300 according
to a third exemplary embodiment of the present invention.
The cross-sectional structure of the perpendicularly magne-
tized thin film structure 300 of FIG. 7 is an example of the
present invention and the present invention is not limited
thereto. Therefore, the cross-sectional structure of the per-
pendicularly magnetized thin film structure 300 can be modi-
fied in various ways. Further, the structure of the perpendicu-
larly magnetized thin film structure 300 of FIG. 7 is similar to
the structure of the perpendicularly magnetized thin film
structure 200 of FIG. 6, except for another magnetic layer 50,
such that like reference numerals refer to like components and
the detailed description is omitted.

As shown in FIG. 7, another magnetic layer 50 is located
between the insulating layer 40 and the magnetic layer 20.
The magnetic layer 50 may be formed on the insulating layer
40 by deposition and the magnetic layer 20 may be formed on
the magnetic layer 50 by deposition. The magnetic layer 50 is
annealed with the base layer 10, the insulating layer 40, the
magnetic layer 20, and the metal layer. (not shown)

CoFeB, CoFe, or Fe may be used as the material of the
magnetic layer 50. The magnetic layer 50 has a BCC (body
centered cubic) crystalline structure by the materials. When
the insulating layer 40 made of MgO and the is magnetic body
50 having a BCC crystalline structure are adjacent to each
other, a magnetic read signal value is large, such that it is
possible to greatly increase a read signal.

FIG. 8 schematically shows a cross-sectional structure of a
perpendicularly magnetized thin film structure 400 according
to a fourth exemplary embodiment of the present invention.
The cross-sectional structure of the perpendicularly magne-
tized thin film structure 400 of FIG. 8 is an example of the
present invention and the present invention is not limited
thereto. Therefore, the cross-sectional structure of the per-
pendicularly magnetized thin film structure 400 can be modi-
fied in various ways. Further, the structure of the perpendicu-
larly magnetized thin film structure 400 of FIG. 8 is similar to
the structure of the perpendicularly magnetized thin film
structure 200 of FIG. 6, except for a metal oxide layer 34 and
an electrode layer 60, such that like reference numerals refer
to like components and the detailed description is omitted.

As shown in FIG. 8, the electrode layer 60 is located on the
metal oxide layer 34. The electrode layer 60 may be formed
on the metal oxide layer 34 by deposition. When the resis-
tance of the metal oxide layer 34 that has been transformed by
annealing is larger than the resistance of the insulating layer
40 made of MgO, the read signal value generated from the
perpendicularly magnetized thin film structure becomes
small. It is preferable that the resistance of the metal oxide
layer 34 is smaller than the resistance of the insulating layer
40 in order to improve the read signal value.

Therefore, as shown in FIG. 8, it is possible to reduce the
thickness of the metal oxide layer 34 after annealing. That is,
when the thickness of the metal layer is reduced before being
transformed to the metal oxide layer 34, before annealing, it
may interfere with formation of the [.1,-crystalline structure
of'the magnetic layer 20. Therefore, it is preferable to reduce
the thickness t34 of the metal oxide layer 34 not before
annealing, but after annealing. That is, it is possible to par-
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tially remove the metal oxide layer 34 by performing argon
ion milling, reactive ion etching, or chemical-mechanical
planarization on the metal oxide layer 34. In this case, the
thickness t34 of the metal oxide layer 34 becomes smaller
than the thickness t20 of the magnetic layer 20. It is possible
to provide an electrode layer 60 with small resistance onto the
metal oxide layer 34 after reducing the thickness t34 of the
metal oxide layer 34. The electrode layer 60 may be deposited
on the metal oxide layer 34 and the perpendicularly magne-
tized thin film structure 400 is electrically connected with an
external power source.

Unlike the first exemplary embodiment of the present
invention to the fourth exemplary embodiment, the methods
generally known in the art to obtain an [.1,-crystalline struc-
ture from a metal alloy are as follows. First, a base layer that
is grown in a (001) direction is formed and an alloy having an
L1,-crystalline structure is manufactured by epitaxial growth
onthe base layer. For example, a base layer having a thickness
of several nm is grown along the (001) direction on a MgO
monocrystalline substrate grown in the (001) direction or a Si
substrate, and then an L1, alloy is formed thereon. Many
problems are caused when the base layer is used in the method
described above. First, the price of the monocrystalline sub-
strate made of MgO is higher than the price of the substrate
made of Si. Further, it is difficult to form the base layer. In
general, the deposition temperature should be high to grow
the base layer in the (001) direction on the Si substrate, but as
the deposition temperature increases, process equipment is
required and the process variables to be controlled increases.
Further, the use of'an alloy having an [L1,-crystalline structure
is limited by the base layer. Even if the base layer does not
have a (001) crystalline structure, it is possible to use various
alloy having an L1,-crystalline structure, if it is possible to
form an L1, -crystalline structure on the base layer.

Hereinafter, the present invention will be described in more
detail with reference to Experimental Examples. The Experi-
mental Examples are only examples of the present invention
and the present invention is not limited thereto.

Experimental Example 1

A thermally-oxidized silicon substrate was prepared. An
MgO layer having a thickness of 2 nm was deposited on the
silicon substrate by a sputter system. Further, a magnetic
layer having a thickness of 10 nm and containing a compound
having a chemical formula of Fe,,Pt,,B,, in atomic % was
deposited on the MgO layer. Further, a thin film structure was
manufactured by depositing a titanium layer having a thick-
ness of 5 nm on the magnetic layer. The thin film structure is
annealed by the method described above, under the degree of
vacuum of 10~° bar to 1072 bar, at temperature of 600° C., for
30 minutes. The silicon substrate and the MgO layer corre-
spond to the base structure.

Experimental Example 2

A thermally-oxidized silicon substrate was prepared. An
MgO layer having a thickness of 2 nm was deposited on the
silicon substrate by a sputter system. Further, a lower mag-
netic layer having a thickness of 1 nm and containing a
compound having a chemical formula of Co,,Pt,,B,, in
atomic % was deposited on the MgO layer. Further, an upper
magnetic layer having a thickness of 10 nm and containing a
compound having a chemical formula of Fe,,Pt,,B,, was
deposited on the lower magnetic layer. Further, a thin film
structure was manufactured by depositing a titanium layer
having a thickness of 5 nm on the upper magnetic layer. The
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thin film structure manufactured by the method described
above, is annealed under the degree of vacuum of 10~° bar to
107® bar, at temperature of 600° C., for 30 minutes. The
silicon substrate, the MgO layer, and the lower magnetic layer
correspond to the base structure.

Experimental Example 3

A magnetic layer having a thickness of 2 nm and contain-
ing a compound having a chemical formula of Co,,Pt,,B,, in
atomic % was deposited on the MgO layer. The other experi-
mental conditions were the same as those in Experimental
Example 2.

Experimental Example 4

A buffer layer made of Au was prepared. A lower magnetic
layer having a thickness of 10 nm and containing a compound
having a chemical formula of Fe,,Pt, B, in atomic % was
deposited on the buffer layer by a sputter system. Further, an
MgO layer having a thickness of 2 nm was deposited on the
magnetic layer. Further, an upper magnetic layer having a
thickness of 3 nm and containing a compound having a
chemical formula of Fe,,Pt, B, in atomic % was deposited
on the MgO layer. Further, a thin film structure was manufac-
tured by depositing a titanium layer having a thickness of 5
nm on the upper magnetic layer. The thin film structure is
annealed by the method described above, under the degree of
vacuum of 107 bar to 1072 bar, at temperature of 700° C., for
30 minutes. The buffer layer, the lower magnetic layer, and
the MgO layer correspond to the base structure.

Comparative Example 1

A thermally-oxidized silicon substrate was prepared. An
MgO layer having a thickness of 2 nm was deposited on the
silicon substrate by a sputter system. Further, a magnetic
layer having a thickness of 10 nm and containing a compound
having a chemical formula of Fe,,Pt,,B,, in atomic % was
deposited on the MgO layer. Further, a thin film structure was
manufactured by depositing a titanium layer having a thick-
ness of 5 nm on the magnetic layer. The thin film structure is
not annealed.

Results of Experimental and Comparative Examples

Component Analysis Result of Thin Film Structure

Components of thin film structures were analyzed by an
auger electron spectroscope. That is, the components of the
thin film structured manufactured in accordance with Experi-
mental Example 1 and Comparative Example 1 were ana-
lyzed by an auger electron spectroscope.

FIG. 9 shows the result of analyzing the components of thin
film structures manufactured by Experimental Example 1 and
Comparative Example 1 by using auger electron microscope.
The components of a thin film structure manufactured in
accordance with Comparative Example 1 is shown at the left
in FIG. 9 and a thin film structure manufactured in accordance
with Experimental Example 1 is shown at the right of FIG. 9.

As shown at the right of FIG. 9, a graph corresponding to a
titanium oxide (TiO,) layer and an FePt layer was shown in
Experimental Example 1. That is, it can be seen that oxidation
expands to the entire titanium layer by annealing the thin film
structure. However, the oxide was formed only on the tita-
nium layer and could not expand to the FePtB layer, which is
a magnetic layer. This is because the annealing was per-
formed under sufficiently high degree of vacuum, that is, low
partial oxygen pressure. It was possible to prevent oxidation
to the FePtB layer because the thickness of the titanium layer
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was optimized to 5 nm in Experimental Example 1. When a
layer made of another material, not the titanium layer, is used
under the same vacuum and annealing conditions, the thick-
ness for oxidizing only the layer may become different.

By contrast, a graph corresponding to the titanium layer
and the FePt layer was shown in Comparative Example 1, as
shown at the left in FIG. 9. That is, only the surface of the
titanium layer positioned at the upper part of the thin film
structure was exposed to room temperature and oxidized
before annealing the thin film structure, and the parts adjacent
to the FePtB magnetic layer was not oxidized and remained as
the titanium layer.

X-Ray Diffraction Analysis Result

The crystalline structure of a thin film structure was ana-
lyzed by an X-ray diffractometry. That is, the crystalline
structure of the thin film structured manufactured in accor-
dance with Experimental Example 1 and Comparative
Example 1 was analyzed by an X-ray diffractometry.

FIG. 10 is a graph analyzing the crystalline structure of a
thin film structure manufactured in accordance with Experi-
mental Example 1 and Comparative Example 1, using an
X-ray diffractometry. The result of analyzing the crystalline
structure of a thin film structure manufactured in accordance
with Comparative Example 1 is shown at the left in FIG. 10
and the result of analyzing the crystalline structure of a thin
film structure manufactured in accordance with Experimental
Example 1 is shown at the right of FIG. 10.

As shown at the right in FIG. 10, (001) diffraction and
(002) diffraction of a L.1,-crystalline structure were shown at
24° and 49°, in Experimental Example 1, as the result of
X-ray diffraction experiment. Therefore, it was possible to
see that the magnetic layer was transformed to have an [L1,-
crystalline structure.

By contrast, as shown at the left in FIG. 10, it was possible
to see that the magnetic layer did not have any crystalline
structure, that is, had an amorphous structure, because there
was no peak in Comparative Example 1.

Magnetic Characteristic Change Test Result

Magnetic characteristics of a thin film structure were ana-
lyzed by using a vibrating sample magnetometer. That is, the
magnetic characteristics of a thin film structure manufactured
in accordance with Experimental Example 1 to Experimental
Example 3 and Comparative Example 1 were analyzed by
using a vibrating sample magnetometer.

FIG. 11 is a magnetic hysteresis curve of a thin film struc-
ture manufactured in accordance with Experimental Example
1 and Comparative Example 1 using a vibrating sample mag-
netometer. A magnetic hysteresis curve of a thin film structure
manufactured in accordance with Comparative Example 1 is
shown at the left in FIG. 11 and a magnetic hysteresis curve of
athin film structure manufactured in accordance with Experi-
mental Example 1 is shown at the right of FIG. 11.

As shown at the right of FIG. 11, the magnetic easy direc-
tion of the magnetic layer was changed to be perpendicular to
the film plane in the thin film structure manufactured in accor-
dance with Experimental Example 1. Therefore, it was pos-
sible to see that the magnetic layer has a perpendicular mag-
netic anisotropy. That is, it was possible to see that the
magnetic layer had and L.1,-crystalline structure and the ¢
axis was aligned perpendicular to the film plane of the mag-
netic layer. On the contrary, as shown at the left in FIG. 11, it
was possible to see that the magnetic easy direction of the
magnetic body was aligned in the direction of the film plane
of the magnetic layer in the thin film structure manufactured
in accordance with Comparative Example 1.

FIG. 12 shows magnetic hysteresis curves of thin film
structures manufactured in accordance with Experimental
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Example 1 to Experimental Example 3, using a vibrating
sample magnetometer. In FIG. 12, the rectangle indicates
Experimental Example 1, the circle indicates Experimental
Example 2, and the triangle indicates Experimental Example
3.
As shown in FIG. 12, it was possible to form an L1,-
crystalline structure on an upper magnetic layer even using a
lower magnetic layer having an amorphous structure contain-
ing a compound having a chemical formula of Co,,Pt,,B,,
for the thin film structures in Experimental Examples 2 and 3.
That is, even though there is the lower magnetic layer, it was
possible to form the L1,-crystalline structure on the upper
magnetic layer by tensile force due to the oxidation of a
titanium layer during the annealing. Therefore, it was pos-
sible to transform the magnetic layer to have an [L1,-crystal-
line structure while reducing dependency of the base struc-
ture on crystallinity.
FIG. 13 is a magnetic hysteresis curve of a thin film struc-
ture manufactured in accordance with Experimental Example
4,using a vibrating sample magnetometer. In FIG. 13, the part
indicated by a dotted line shows the magnetization direction
of the upper magnetic layer and the part indicated by a solid
line indicates the magnetization direction of the lower mag-
netic layer.
The upper magnetic layer was made have an L1,-crystal-
line structure by annealing in Experimental Example 4. Fur-
ther, the titanium layer is oxidized into a titanium oxide layer.
As shown in FIG. 13, the coercive force of the lower
magnetic layer was measured as about 0.3 T and the coercive
force of the upper magnetic layer was measured as about 0.5
T. Therefore, it was possible to make the magnetization direc-
tions of the upper magnetic layer and the lower magnetic
layer parallel or anti-parallel, by applying an appropriately
external magnetic field. The resistance depends on whether
the magnetization directions of the upper magnetic layer and
the lower magnetic layer facing each other with the MgO
layer therebetween is parallel or anti-parallel. That is, infor-
mation is recorded in the direction of the magnetic layer and
information is regenerated by reading a resistance difference
in a magnetic tunnel junction device.
While this invention has been described in connection with
what is presently considered to be practical exemplary
embodiments, it is to be understood that the invention is not
limited to the disclosed embodiments, but, on the contrary, is
intended to cover various modifications and equivalent
arrangements included within the spirit and scope of the
appended claims.
What is claimed is:
1. A perpendicularly magnetized thin film structure com-
prising:
a base layer;
a magnetic layer located on the base layer and having an
L1,-crystalline structure; and

ametal layer located on the magnetic layer, wherein only a
surface of the metal layer is oxidized into a metal oxide
layer and a part of the metal layer adjacent to the mag-
netic layer remains in a metal state without being oxi-
dized, and wherein the metal oxide layer contains at least
one metal oxide selected from a group of Cr,O;, ZrO,,
7Zn0, Cu,0, and NiO,

wherein the magnetic layer contains boron above 0 and not

more than 50 at % and the metal oxide layer contains
B,0;.

2. The perpendicularly magnetized thin film structure of
claim 1, wherein the metal oxide layer further contains at least
one of metal oxide selected from a group of TiO,, Ta,O5, and
Al,O;.
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3. The perpendicularly magnetized thin film structure of
claim 1, wherein the magnetic layer contains a compound
having a chemical formula of A, ;,_,B,, the A is at least one
element selected from a group of Fe(iron), Co(cobalt), Ni(n-
ickel), Mn(manganese) or Cr(chromium), the B is at least one
element selected from a group of Pt(platinum), Pd(palla-
dium), Ni(nickel), Rh(rhodium), Au(gold), Hg(mercury) or
Al(aluminum), and the x is 25 at % to 75 at %.

4. The perpendicularly magnetized thin film structure of
claim 3, wherein the x is 40 at % to 60 at %.

5. The perpendicularly magnetized thin film structure of
claim 1, further comprising an insulating layer located
between the base layer and the magnetic layer.

6. The perpendicularly magnetized thin film structure of
claim 5, wherein the insulating layer includes an MgO layer
and the thickness of the MgO layer is 2 nm or less.

7. The perpendicularly magnetized thin film structure of
claim 5, wherein the base layer includes a magnetic layer.

8. The perpendicularly magnetized thin film structure of
claim 7, wherein the magnetic layer of the base layer is made
of at least one compound selected from a group of FePtB and
CoPtB.

9. The perpendicularly magnetized thin film structure of
claim 5, further comprising another magnetic layer located
between the insulating layer and the magnetic layer, having a
BCC (Body Centered Cubic) crystalline structure, and con-
taining at least one material selected from a group of CoFeB,
CoFe and Fe.

10. The perpendicularly magnetized thin film structure of
claim 5, further comprising an electrode layer located on the
metal oxide layer and the thickness of the metal oxide layer s
smaller than the thickness of the magnetic layer.

11. A method of manufacturing a perpendicularly magne-
tized thin film structure, comprising:

providing a base layer;

providing a magnetic layer on the base layer;

providing a metal layer on the magnetic layer; and

annealing the base layer, the magnetic layer, and the metal

layer in a partial oxygen pressure,

wherein the annealing temperature is 400° C. to 900° C.

and wherein the partial oxygen pressure in the annealing
is 107'° bar to 1 bar, wherein, in the annealing, the
magnetic layer is transformed to have an L.1,-crystalline
structure by tensile stress applied in parallel with the
surface of the magnetic layer by the metal layer which is
transformed into a metal oxide, the ¢ axis of the mag-
netic layer is aligned perpendicular to the direction in
which the film plane of the magnetic layer is extended,
and the metal layer is transformed into a metal oxide
layer.

12. The method of claim 11, wherein only a surface of the
metal layer is oxidized into the metal oxide layer and a part of
the metal layer adjacent to the magnetic layer remains in a
metal state without being oxidized.

13. The method of claim 11, further comprising:

providing an insulating layer between the base layer and

the magnetic layer,

wherein, in the annealing, the insulating layer is annealed

together with the base layer, the magnetic layer, and the
metal layer.

14. The method of claim 13, further comprising:

providing another magnetic layer between the insulating

layer and the metal layer,

wherein, in the annealing, the magnetic layer is annealed

together with the base layer, the insulating layer, the
magnetic layer, and the metal layer.
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15. The method of claim 11, further comprising

reducing the thickness of the metal oxide layer after the

annealing; and

providing an electrode layer on the metal oxide layer.

16. The method of claim 15, wherein the reducing of the
thickness of the metal oxide layer partially removes the metal
oxide layer by performing argon on milling, reactive ion
etching, or chemical-mechanical planarization on the metal
oxide layer.

17. A method of manufacturing a perpendicularly magne-
tized thin film structure, the method comprising:

forming a magnetic layer on a base layer such that the

magnetic layer exhibits a magnetic easy direction in
parallel to a surface between the magnetic layer and the
base layer;

depositing a metal layer on the magnetic layer; and

annealing in a partial oxygen pressure the base layer, the

magnetic layer, and the metal layer which oxidizes only
a surface of the metal layer to form a metal oxide layer
such that a part of the metal layer adjacent to the mag-
netic layer remains in a metal state without being oxi-
dized and ensures perpendicular magnetic anisotropy of
the magnetic layer as a result of oxidizing only a surface
of'the metal layer to form a metal oxide layer that trans-
forms a phase of the magnetic layer into a [.1,-crystal-
line phase structure; and

wherein annealing is performed between 400° C. to 900°

C. and the partial oxygen pressure in the annealing is
between 1071° bar to 1 bar,
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wherein, as a result of annealing, the magnetic layer is
transformed to have an L1 ,-crystalline structure by ten-
sile stress applied in parallel with the surface of the
magnetic layer by the metal layer which is transformed
into a metal oxide, the ¢ axis of the magnetic layer is
aligned perpendicular to the direction in which the film
plane of the magnetic layer is extended, and the metal
layer is transformed into a metal oxide layer.

18. The method of claim 17, further comprising:

providing an insulating layer located between the base
layer and the magnetic layer; and

forming an electrode layer on the metal oxide layer.

19. The method of claim 18, wherein

the metal oxide layer is selected from a group of TiO,,
Ta,Os, Al,O;, Cr,05, ZrO,, ZnO, Cu,O, and NiO;

the insulating layer includes an MgO layer and the thick-
ness of the MgO layer is 2 nm or less; and

the magnetic layer contains a compound having a chemical
formula of A ,,.B,, the A is at least one element
selected from a group of Fe(iron), Co(cobalt), Ni(n-
ickel), Mn(manganese) or Cr(chromium), the B is at
least one element selected from a group of Pt(platinum),
Pd(palladium), Ni(nickel), Rh(rhodium), Au(gold),
Hg(mercury) or Al(aluminum), and the x is 25 at % to 75
at %.



